A solution of indenyllithium (244 mg, 2.0 mmol) in Et 2 O (10 mL) and a solution of Mes 2 PCl (609 mg, 2.0 mmol) in Et 2 O (10 mL) were prepared separately. The flasks were cooled to 0 °C and the Mes 2 PCl solution was transferred to the indenyllithium solution. Then the reaction mixture was stirred for 1h and the LiCl was removed by filtration. Alumina (50 mg, 0.4 mmol, Activity III) was added to the solution and stirred for 1 h at r.t. The alumina was removed by filtering through Celite and the solvent of the filtrate was removed in vacuo. The resulting powder was washed with pentane (3 mL) to give compound 4b (450 mg, 49%) as a white powder. MS: exact mass calcd. for C 27 
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Scheme S3
Caution: Isocyanates are toxic and must be handled with due care.
Compound 4a (38.4 mg, 0.1 mmol) was added to a solution of 9-BBN dimer (13.6 mg, 0.055 mmol) in toluene (1 mL) at r.t. Then the reaction mixture was heated at 75 °C for 8 h. After the reaction mixture was cooled to r.t. n-BuNC (8.3 mg, 0.1 mmol) was added. The resulting light yellow solution was stirred at r.t. for 1 h followed by the removal of all volatiles in vacuo. The obtained sticky oil was dissolved in pentane (5 mL) and the solvent was removed in vacuo. This procedure was repeated until a white solid was formed indicating complete removal of the toluene. Then the solid was washed with cold pentane (1 mL) and dried in vacuo to give compound 5 (60.2 mg, 56 %) as a white powder. Crystals suitable for the X-ray crystal structure analysis were obtained by slow diffusion of pentane into a solution of 35.2, 35.0, 30.21, 30.15, 25.9, 24.9 , the hydrogens at P1 and B1-B2 atoms were refined freely; others were calculated and refined as riding atoms. Flack parameter: -0.01(1).
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Characterization of compound 14.
Scheme S8
NMR Scale: Bis(pentafluorophenyl)borane (34.6 mg, 0.1 mmol, 1 eq) and 2-methylbut-1-en-3-yne (7.2 mg, 1.1 mmol, 1.1 eq) were suspended in C 6 D 6 (0.5 mL) and stirred for 2 h at room temperature. Then the yellow reaction mixture was transferred into an NMR tube, which was sealed in an argon atmosphere immediately. 
Synthesis of compound 17b.
Scheme S10 Bis(pentafluorophenyl)borane (0.346 g, 1.0 mmol, 1 eq) and 2-methylbut-1-en-3-yne (0.072 g, 1.1 mmol, 1.1 eq) were suspended in toluene (5 mL) and stirred for 4 h at room temperature. Then dimesitylphosphane (0.270 g, 1.0 mmol, 1 eq) in toluene (5 mL , hydrogen atoms calculated and refined as riding atoms.
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Synthesis of compound 17c. , hydrogen atoms calculated and refined as riding atoms. 
(pK a(C) -pK a(P) )
Table S1
Energies and thermodynamic corrections for CH-boryl and other reference compounds, and the respective deprotonated bases (cf. 
